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© Hard and lubricant thin film of amorphous carbon-hydrogen-silicon, Iron base metallic material 
coated therewith, and the process for producing the same. 

<S) a hard and lubricant thin film of amorphous carbon-hydrogen-sllicon and a process for producing the same, 
fhe thin film comprises carbon and hydrogen as major components the balance ^» ^^J**^ 
based material, and it contains diamond-like carbon. The content of hydrogen is from 30 to 50 % by atomic and 
the content of carbon is 70 % by atomic or more with respect to the total composition except hydrogen. 

An iron-based metallic material having the thin film of amorphous carbon-hydrogen-silicon formed hereon 
and a process for producing the same are also provided. The iron-based metallic matenal is very hard and has a 
small coefficient of friction. 
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. nDirAUT tuim Fll M OP AMORPHOUS CARBON-HYDROGEN-SILICON, IRON BASE METAL- 

"""" l?c ESSE! Sated THEREWITH, AND the process for producing THE SAME 

BACKGROUND OF THE INVENTION 

1. Field of the Invention 

s The present invention relates to a hard amorphous thin film coating (sometimes referred to as simply 
"coatino" or "thin film" hereinafter) having lubricity, to an iron-base metallic material having on the surface 
thereof a hard coating of low friction, and to a process for producing the same. More specifically, it relates 
to a hard thin film coating of amorphous carbon-hydrogen-silicon, which is hard and Part^u'^y ' ow ,n 
friction coefficient. It also relates to an iron-base metallic material having on the surface thereof a lubricant 

w amorphous carbon-hydrogen-silicon, and to a process for producing the same. 

2. Description of tine Related Art 

Forming hard coatings of metal carbides and metal nitrides such as vanadium carbide (VC). titanium 
carbide (TiC). and titanium nitride (TIN) on the surface of iron base materials used as tools and metal moWs 
bv salt bath immersion method, chemical vapor deposition(CVD). physical vapor deposition (PVD) and the 
like is well known. It is practiced in the art of forming thin films and surface-treating iron base materials with 
the'ourpose to improve resistances against abrasion and seizure. Those coatings generally are hard and 
have a Vicker's hardness. Hv. of from 2.000 to 3.000. however, the coatings themselves are not lubricant 
and the friction coefficient thereof is not so low (from about 0.2 to 0.8. in friction against steel, without 
applying a lubricant). Accordingly, the sliding resistance in the presence of a counter material increases and 
causes wear loss to occur on the surface of the coating on one hand, while induces damage on the surface 
of the counter material on the other. This has therefore constituted a problem yet to be solved. 

Concerning lubricant thin film coatings, there is also known thin films of amorphous carbon produced by 
a process such as plasma-assisted decomposition of hydrocarbon gases. This type of thin film possesses a 
friction coefficient as low as 0.01. and therefore its practical application to sliding members appears 
promising. Such favorable amorphous carbon films are. however, structurally unstable, and their tnbological 
properties are subject to atmospheric conditions under which the films are being used. More specifically, it 
has been a problem in such films that they easily increase their friction coefficient to a high 0.2 in case of 

30 using^ern in according | y a me asure to solve the aforementioned problems, which comprises 

incorporating additional metals to carbon coatings to thereby stably obtain a friction coefficient of 0.1 or 
lower against steel in ambient atmosphere (USP 4.525.417). It is reported that a low friction coefficient of 
0.07 is obtained in carbon films containing from 5 to 20 % by atomic of silicon, however, a value as low as 

35 0.05 or less. e.g.. 0.03 and 0.04. has not yet achieved. 

A friction coefficient of 0.1 or lower is indeed a low value if compared as an absolute value, but 
considering reducing the value from 0.07 to 0.03. it can be easily realized that the coefficient is halved, and 
therefore the reacting force incorporated therein is also reduced to a half, It is therefore, a great matter 
concerning the practical application of lubricant films. In the aforementioned process, anyhow, it was not 

40 possible to obtain a film having a friction coefficient as low as 0.05 or less. 

tt has been recently reported a method of forming a diamond-like hard carbon coating having an Hv as 
high as 10000 This film is therefore excellentif only hardness is to be concerned. On the other hand, the 
film is so hard that it requires a very smooth surface, since any irregularity on the surface can easily 
damage the counter material, and this in turn has become a problem. It is not possible in the state of art to 

45 form a smooth and uniform film, nor is easily obtained a smooth surface by post treatment of the film such 
as polishing Accordingly, practical application of those films to sliding members has been a problem of 
those films It is also a problem of those films that they can achieve a friction coefficient of 0.1 even on 
smooth surfaces at best which is a value one order higher as compared with those of amorphous carbon 

so fi,m tt is further reported a process for forming amorphous silicon carbide films. Such films have a hardness 
Hv of about 2 000 and a low friction coefficient of about 0.1. but it is also reported that those properties are 
easily impaired with deviation in the composition of the film from a stoichiometric value (See Thin Solid 
Films Vol 139(1986). p.275. and Japanese Patent Publication (unexamined) No. 184681/1985). 
There further is known a method which comprises applying solid lubricants such as molybdenum 
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sulfide (MoS2) and graphite to thereby improve lubricating properties. Such method may yield a low friction 
coefficient of 0.05 or lower depending on conditions, however, it also had a problem concem.ng its 
durability, since the coated layer is apt to fall off or to be abraded in its use for a long penod of time 

Furthermore, aforementioned carbon-based films and silicon carbide films suffered low edhesibihty wrth 
s iron-based materials. 

SUMMARY OF THE INVENTION 

In the light of aforementioned circumstances, the present inventors intensively and extensively con- 
,o ducted studies and systematically performed experiments to solve the problems associated with the pnor 
art. and as a result achieved the present invention. •' 

An object of the present invention is. therefore, to provide a hard thin film of carbon-hydrogen-silicon 
film having high hardness and a considerably low friction coefficient. 

The present inventors, in the light of the aforementioned problems of the pnor art processes, have 

»5 noted points as follows: , ^ «. . . 

F.rst of all. the coating should be based on carbon to obtain a hard coating low in friction coefficient. 
This is based on the reported fact that the carbon-based film can on one hand yield a hard film rf it is 
diamondf-like) and a lubricant film on the other if it is based on graphite or an amorphous carbon. It is not 
possible, however, to obtain satisfactorily a carbon- based coating by applying a prior art process for 

j>o forming an amorphous carbon film, which comprises simply a process of low temperature j>lasma 
decomposition of carbon gas. Furthermore, the carbon-based coating thus obtained is not sufficiently hard 
and can only yield a low Hv of 1000. Accordingly, it was attempted to modify the process in such a way 
that the compositional system of the coating be such containing silicon, so that the film formation may be 
accelerated even under a condition in which carbon singly would not fully develop into a film and thatthe 

26 film thus obtained be sufficiently hard. Furthermore, the composition of the film as well as the bonding state 
of carbon were carefully controlled, since it is believed that the friction coefficient of the coating depend on 
the carbon content, bonding state of the carbon, and the hydrogen content as well. As a resutt. a hard 
amorphous coating low in friction coefficient composed of carbon-hydrogen-silicon which contains diamond- 
like carbon has been obtained, which comprises both advantages, i.e. lubricity attributed to amorphous 

ao carbon (in this case, diamond-like carbon), and hardness characteristic of diamond-like carbon and silicon 

The hard and lubricant thin film of amorphous carbon-hydrogen-silicon according to the present 
invention is characterized by that it is an amorphous thin film comprising carbon and hydrogen as the major 
components and contains a diamond-like carbon, which comprises from 30 to 50 % by atomic °f hydrogen 
and the rest comprising 70 % by atomic or more of carbon, with the rest comprising silicon-based matenal 

3S ^ m haTd C thm^lm , of amorphous carbon-hydrogen-silicon according to the present invention has a high 
hardness and an extremely low friction coefficient 

It is not sufficiently made clear why the hard thin film of amorphous carbon-hydrogen-silicon according 
to the present invention exerts such favorable effects, but the possible mechanism may be explained as 

f0 "°That is in the surface layer of the hard thin film of amorphous carbon-hydrogen-silicon according to the 
present invention, both the diamond-like material in the amorphous carbon and the silicon carbide formed 
from silicon with carbon contribute to the formation of a surface layer high in hardness. Further concerning 
the low friction, diamond-like material itself has a low friction coefficient of from about 0.1 to 0.2. and this is 
further lowered by the formation of silicon oxide (SiOa) ascribed to the sopited "lubricity ascnbed to 
contamination". That is. SiOz was detected on the surface of the steel against which the thin film according 
to the present invention was applied for a friction and wear test, and combining this fact with the known 
effect of an SiOj thin film on lowering friction coefficient to a relatively low value of about 0.2 by adsorbing 
so aas or the like, it can be concluded that the synergetic effect of both leads to decreasing friction coefficient 
to a low value of 0.05 or less. In such circumstances, hydrogen further contributes to the lowering of friction 
coefficient, by being incorporated in the formation of the surface Si0 2 as well as in the adsorption of a gas. 
The hard thin film of amorphous carbon-hydrogen-silicon of the present invention is realized accordingly, 
which is characterized by its high hardness and an extremely low friction coefficient. 

55 BRIEF DESCRIPTION OF THE DRAWINGS jr , A ^„™ 

- Figure 1 is a schem aBc^unTofTpTaFma-assisted chemical vapor deposition (PACVD) apparatus used 
in the Examples 1 to 6 according to the present invention; 
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Figure 2 shows the laser Raman spectra of the thin films obtained in Example 1 according to the present 
invention and Comparative Example 1 ; 

Figure 3 shows the laser Raman spectra of the thin films obtained in Examples 2 and 3 according to the 
present invention and in Comparative Examples 2 to 5; 
s Figure 4A shows the relationship between the friction coefficient of the thin films obtained in Examples 1 
to 3 according to the present invention and those obtained in Comparative Examples 2 to 5. to the 
carbon content of the thin film excluding hydrogen; 

Figure 4B shows the relationship between the friction coefficient of the thin films obtained in Comparative 
Example 1 and those obtained with carbon-hydrogen-titanium, and the carbon content of the thin film 
10 excluding hydrogen; and 

Figure 5 shows the laser Raman spectra of the thin films obtained in Example 4 according to the present 
Invention and in Comparative Example 8. 
DETAILED DESCRIPTION OF THE INVENTION 

75 The hard and lubricant thin film of amorphous carbon-hydrogen-silicon according to the present 
invention is characterized by that it possesses a high hardness and a low friction coefficient of 0.05 or less, 
and by that it is an amorphous thin film comprising carbon and hydrogen as the major components and 
contains a diamond-like carbon, wherein the amorphous thin film comprises from 30 to 50 % by atomic of 
hydrogen and the rest comprises 70 % by atomic or more of carbon with the rest comprising a silicon- 

20 based material as the major component 

The amorphous thin film according to the present invention should comprise 70 % by atomic or more of 
carbon with respect to the total composition exclusive of hydrogen, to thereby obtain a low friction layer 
wherein a sufficient amount of diamond-like carbon is formed in the coating, which makes it possible to 
achieve a friction coefficient as iow as 0.05 or less. It should be noted that this coating layer, though it is a 

25 hard layer with an Hv of 2000 or higher, remains high in friction coefficient if the carbon content with 
respect to the total composition exclusive of hydrogen is lowered to from 50 % to 60 % by atomic, yielding 
a value of from 0.4 to 0.5, which is comparable to that of a sintered SiC. With increase in carbon content to 
over 60 % by atomic, diamond-like carbon is also increased in, accompanied by abrupt drop in the friction 
coefficient 

30 It is preferred that the amorphous thin film according to the present invention preferably contains from 
75 % to 90 % by atomic of carbon with respect to the total composition except hydrogen. With a carbon 
content of 75% by atomic or higher, a layer having not only a low friction coefficient of about 0.03, but also 
an extremely low initial friction is obtained. With a carbon content of over 90 % by atomic, i.e., with a silicon 
content of less than 10 % by atomic, however, the resulting film is less hard and is increased in friction 

35 coefficient due to the reduced effect on accelerating diamond formation, which in turn tends to increase the 
friction coefficient. Furthermore, the formation of the aforementioned Si02 is also reduced that the 
lubricating effect is further lowered. 

Hydrogen content of the hard thin film of amorphous carbon-hydrogen-silicon of the present invention 
was confirmed to be in the range of from 30 to 50 % by atomic by methods such as combustion analysis. 

40 This hard thin film having a low friction coefficient of about 0.05 was heated in vacuum at 600 # C for 1 hour 
to remove hydrogen, to see increase in the friction coefficient to about 0.1 , thus confirming the contribution 
of hydrogen in improving lubricity. 

The hard thin film of amorphous carbon-hydrogen-silicon of the present invention comprises a diamond- 
like carbon having a characteristic structure as seen in its laser Raman spectra yielding a broad Raman 

45 band at ca. 1550 cm- 1 with a shoulder band at ca. 1400 cm- 1 . 

It is preferred that the hard thin film of amorphous carbon-hydrogen-silicon according to the present 
invention has a thickness of from about 0.5 to 10 |im. If it is less than 0.5 P m in thickness, the advantageous 
properties as a surface coating layer is not fully exhibited; if it exceeds 10 jim in thickness, on the other 
hand, unfavorable peeling off or the like occurs. The film layer may contain chlorine (CI), so far as it does 

so not impair the effects intended in the present invention. The amorphous thin film is very smooth on the 
surface, and in case it is deposited on a base, the resulting thin film almost faithfully reflects the surface 
roughness of the underlying base. 

The hard thin film of amorphous carbon-hydrogen-silicon according to the present invention has an 
extremely low friction coefficient of 0.05 or less, and can therefore suitably applied to sliding members 

55 where lubricant cannot be applied. Its superiority in hardness also makes it suitable to applications such as 
tools and metal molds to which conventional hard-facing treatments or coatings had been applied. 
Furthermore, its excellent corrosion resistance and low reactivity and wettability enables its application to 
appropriate uses where such properties are required. 
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Now the process for producing the hard and lubricant thin film of amorphous carbon.hydrogen-sH.con 
according to the present invention is shown below referring to a specific embodiment 

RrsTtoe object to be coated is placed in a vacuum vessel for use .n the ptesma.ass.sted CVD to which 
a J rni^re comprising a gaseous silicon compound and a gaseous carbon compound as the major 
Im^nelTs induced and by discharge in the specially prepared gas atmosphere for film deposition a 
^CtbncaTtoin film of Amorphous carbor^ydrogen-silicon according to the present .nvenbon .s 

TX *. nard and lubricant amorphous film according to the 
preslnnvenSon. the object to be coated is first placed on the tab.e provided in the vacuum vesse ^and _the 
^ofTe vessel is evacuated to remove the remaining gas. to a vacuum of. for example. 1 x 10 Torr 

° r 'Ten under continuous evacuation, heating gas such as hydrogen <H 2 ) is introduced and the discharge 

imP Sarge is then effected in a specify prepared gas atmosphere for film deposition comp^a 
gaseous sLn compound and a gaseous carbon compound as the major ^pcn^ts so tha^the 
amorphous thin film coating may be deposited and grown on the surface of the object The W^i 
prepaid gas f.useinto.p^^ 

KjtKTS an"^ S mS - 9-s compounds. = ™~~ n 

inn huriroLi The oases of silicon compounds may be those of silicon tetrachlonde (S.CU). silicon 
te*af^^ and tetramethy.sl.icon [TMS. Si(CH,V]. The ° ^ 

I^nounds mav be methane (CH») and other hydrocarbon gases (C m H n ). The composition of the specially 
pTpS ^irtor^m dZsition is property determined ^depending on deposrtjon 
temperature, and other conditions, and the total flow rate of the gas is selected taking , batance be^reen the 
vTume S the vacuum vessel and the amount of exhaust gas. A representative gas c ^<^^^* 
as toe gaseous silicon compound and CH* as the gaseous carbon ^^^^^^ 
=l« im t «f sici* as a unit from 5 to 50 of CH*. from 50 to 500 of H 2 . and from 30 to 300 of Ar. in cases 
T^ 6^^onT^^u S carbon compounds is more accelerated byfhe inception , o more 
2S gasecTcarbon compounds s u ch as ffl £ 

^ TlS^^JSS^S^ to the present invention to control the pressure of the vacuum 
vessel nCr g e orfrom 10- to 10 Jon. Particularly preferred in the dc discharge process ; is to ccntiol 
vessel in irw range o frequency discharge process Is preferred 

?<S«££? £ .0- » 10 TO.. ■ M J. s^c-d M « rang. M 0. 

ie r,i««n hftiow in the steD of depositing the hard and Iubncant thin film of amorphous caroon 
^^T^'Z^^^Z a 9 specially prepared gas atmosphere 
comS a gaseous silicon compound and a gaseous carbon compound as the major cornponente^the 
formation proceeds in a thermal nonequilibrium state that as a result a thin film surface ayer of 
aromnous^bo^Kydrogen-silicon having low friction is readily obtained at a ow temperatu^ Fu^er m 
ti7sTT carboTand sScon are simultaneously deposited that a diamond-hke carbon phase .can be 
Ibtaine MrSad I oTa graphite phase comprising stably bonded carbon atoms. This is believed to be 
ascribed toT pretorenc7of a ^coordinate bonding (diamond bonding) of the carbon atom in coaespon, 
Sncf wiS Z Ordinate bonding of the silicon atom. In this way it is readily reaUzed a hard coating 
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thin film of amorphous carbon-hydrogen-silicon comprises steps of; placing the object to be coated in the 
plasma reaction chamber; evacuating the remaning gas from the reaction chamber; introducing a heating 
gas inside the chamber and simultaneously heating the surface of the object to a predetermined 
temperature at which the vapor deposition is to be effected; and uniformly depositing on the object and 

5 growing thereon a hard thin film of amorphous carbon-hydrogen-silicon, by controlfing the inside at- 
mosphere of the reaction chamber to realize a specially prepared gas atmosphere for deposition, ejecting a 
reactive gas mixture for film deposition from the gas-jet chamber to the reaction chamber and causing 
discharge therein; the reactive gas mixture comprising a gaseous silicon compound and a gaseous carbon 
compound in a ratio of flow rate of from 1 5 to 1 :50. 

io The present invention further provides an iron-based metallic material having on the surface thereof a 
hard thin film coating of amorphous carbon-hydrogen-silicon, and a process for producing the same. 

The iron-based metallic material having on the surface thereof a hard thin film coating of amorphous 
carbon-hydrogen-silicon according to the present invention comprises on the surface thereof a coating layer 
which is very hard, has an extremely low friction coefficient, and has an excellent adhesion strength to the 

75 metallic material. 

The present inventors have noticed the role of the carbon atom which is present both in the iron-based 
metallic material and in the coating layer, and achieved improvement in the adhesion strength of the coating 
to the metallic material by coating the metallic material with a carbon compound of iron or other metals. 
This avoids deterioration in adhesion strength of the coating to the metallic material ascribed to the direct 
20 contact of the two, since the coating film of a carbon- or silicon carbide-based material is highly reactive 
with the iron-based metallic material and in a thermal equilibrium state, the both in contact is energetically 
unstable. 

The aforementioned iron-based metallic material having on the surface thereof a hard and lubricant thin 
film coating of amorphous carbon-hydrogen-silicon according to the present invention is composed of a 

25 base of iron or an iron alloy material, a metal-carbon compound layer formed on the surface of the base, 
and an amorphous thin film based on carbon formed on the surface of the metal-carbon compound layer, 
wherein the amorphous thin film being such comprising carbon-hydrogen-silicon thin film containing 
diamond-like carbon, which comprises from 30 to 50 % by atomic of hydrogen and the rest comprising 70 
% by atomic or more of carbon with the rest comprising a silicon-based material as the major component 

so The aforementioned iron-based metallic material according to the present invention comprises on the 
surface thereof a hard and lubricant coating layer which is very hard, has an extremely low friction 
coefficient, and has an excellent adhesion strength to the base. 

Concerning the mechanism of the effect exhibited by the aforementioned iron-based metallic material 
according to the present invention, a possible explanation though not fully made clear, is given below. 

35 First of all, there should be recalled the possible mechanism for the deposition of the hard thin film of 
carbon-hydrogen-silicon having extremely low friction coefficient from the statements set forth above. 
Furthermore in the iron-based metallic material of the present invention, an additional interlayer of a carbon 
compound of iron or of another metal is incorporated between the base and the surface thin layer of 
carbon-hydrogen-silicon by taking advantage of the common constituent, i.e., carbon, to realize a structure 

40 wherein direct contact of the surface layer with the iron-based metallic base is avoided. By such a structure 
is it only possible to combine the base with the thin surface layer of carbon-hydrogen-silicon which is 
energetically unstable in a thermal equilibrium state. Further advantageous point is that the interlayer has an 
excellent adhesion strength with both the bgase and the surface layer. This results in a further enhanced 
adhesibility between the surface layer and the base. 

45 In the iron-based metallic material having on the surface thereof a hard coating layer low in friction 
coefficient according to the present invention, the base is not particularly restricted as far as it is an iron- 
based metallic material comprising iron or an iron alloy material, and included therein are those containing 
carbon, such as carbon steel, alloy steel, cast iron, and sintered alloy. Also included are those very low in 
carbon content, such as pure iron. 

50 The metal-carbon compound layer incorporated as an interlayer on the surface of the iron-based 
metallic material base in the material according to the present invention comprises a carbon compound of 
iron or other metals. This metal-carbon compound layer avoids direct contact of the surface carbon- 
hydrogen-silicon layer with the base, and at the same time has good adhesion strength with both the base 
and the surface layer by taking advantage of the anchoring effect of the common component carbon. 

55 Accordingly, there can be used any metal-carbon compound irrespective of the material, structure, and 
composition, provided that it plays the aforementioned role as the interlayer. There can be mentioned, 
accordingly, compounds of not only iron, but also vanadium (V). titanium (Ti), chromium <Cr), niobium (Nb), 
tungsten (W), molybdenum (Mo), and tantalum (Ta). The metal-containing carbon compound layer is 

6 
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the effect of the interlayer is not '^Paired ^ on ^ surface of ^ 

The carbon-hydroge^bcon surface fil ™ the hard thin film of amorphous 

aforementioned metaKarbor ^°^ d ^^ y M mm is characterized by that it is 

S St rest comprising a silicon-based material as the major comment ^ 

The iron-based metallic material having on ^J urface ^^% h "Vtess^ SatTcan be suitably 
according to the present invention has such a .ow ^ also makes it 

appiied to ending member, • -^-^J h-«^ treatments or 
S V^bTS —.lent corrosion resistance and tow rearfvlty and wettab,„ty 

enabled Its application to appropriate uses where such IW^J^ " |ron ^ ased metaflic 

made of an iron material or an iron alloy material ^ •J^SSJS^Sn a maintaining carbon 
surface layer low in ^^JJ^XCIS*. - amorphous carbon- 
compound by pl^m3- a ss.sted C>^ s^ci st ^^°^ P ^ ^,,,^33 ^sphere comprising a mixture of a 
hydrogen-silicon by applying discharge to a specially prep« a 

gaseous silicon compound and a gaseous carbon compound coefficient 

1 rsr-ra-J: .crrra.-st -™ a. — - - 

excellent edheslKIHy to «^»- . • „ ^ a^^med process eccordlng to the 

on the surface thereof a hard layer low .n fncbor, "^ e ^*^J J", Such a ser ves as an 

object to be treated- 's «rs1~atedj* ^ 

interlayer avoiding direct contact of ^.f^^^^^^ unstab , e: yet the interlayer Itself has 

carbon contained in both object and tesrt^Vt*. compound layer is formed a hard 

surface layer tow in fnrton ^ ffi ^° y hv P ' a ^ e a _ by ap p, y j ng discharge to a specially prepared gas 

lubricant thin film of amorphous e^*^™.™™^^? J 6 a gaseous carbon compound. In this 
atmosphere based on a mixture of a gaseous sil con compoun ^ ffrJJJ ob £ ined at a low 

step, a thin film of amorphous ^^^ T ^^^^^^^^^ of films under a 

S!XS? " *SSS£?2i- surface of the iron-based materia, with exoe.ient 

' SSL"?; eo^X ™^ Si ■ "-"ioert.cn <-pcurtd mm 0* «op » *-*0 . »" 
COT 5EC'£?'<on*. » m«e«ert»n compound .eye, provides eo intend » be incorporated be*»en 
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the object to be treated and the thin film surface layer of carbon-hydrogen-silicon layer, which has excellent 
adhesibility to both the object and the overlying thin film surface layer. This interiayer which enhances 
adhesibillty can be formed irrespective of the processes, and specifically mentioned are low-temperature 
plasma carburization and coating methods for forming metal-carbon compound layers. 

5 Among the processes mentioned above, low-temperature plasma carburization is advantageous in that 
the process can be carried out in the same plasma reaction chamber which is used in the subsequent step 
for forming a hard and low friction layer. Furthermore, since this plasma carburization is carried out at a 
relatively low temperature (ca. 550 * C) as compared with the ordinary plasma carburization (ca. 900 * C) 
effected with the purpose of forming a carbon-diffusion layer, the layer resulting from this particular plasma 

io carburization is a thin layer composed of an iron carbon compound with most of the carbon still remaining 
in the surface layer. It should be noted that such a layer formed by plasma carburization at a low 
temperature is itself not practical, and is not employed in general. More specifically, this plasma carburiza- 
tion process at a low temperature comprises forming a thin iron-containing carbon compound layer on the 
surface of the object by generating a dc or high frequency plasma under an atmosphere containing a 

75 gaseous carbon compound. The cold plasma carburization process is also advantageous in the point that 
there is no need of supplying an additional metal, since an iron carbon compound is directly formed on the 
surface of the object by direct bonding of the iron contained in the object with carbon. In short, an interiayer 
which improves the adhesion strength of the object with the surface layer can be incorporated by supplying 
only a carbon source. 

20 In the step of depositing a metal-carbon compound layer on the surface of a iron-based metallic 
surface, processes such as salt bath immersion method, chemical vapor deposition (CVD), physical vapor 
deposition (PVD), and plasma-assisted CVD can be applied. In the case of applying a plasma-assisted CVD, 
the same reaction chamber as used in the subsequent step for forming the hard and low-friction surface 
coating layer can be used. Among the processes mentioned above, plasma-assisted CVD as well as PVD 

25 can be carried out at a low temperature. This is an advantageous point, since the subsequent step for 
forming the hard and tow-friction surface coating layer (i.e., the step for forming a thin film of carbon- 
hydrogen-siiicon layer) should be effected at a low temperature, the pretreatment preferably is carried out 
also at a low temperature. 

The next step comprises forming a hard and lubricant thin film of amorphous carbon-hydrogen-silicon 

30 as a surface layer on the object formed thereon the metal-carbon compound layer (i.e. step for forming a 
hard and low-friction surface layer). Specifically, the object coated with the aforementioned metal-carbon 
compound layer is subjected to a plasma-assisted CVD by applying discharge in a specially prepared 
atmosphere comprising a gaseous silicon compound and a gaseous carbon compound. 

In this step for forming a hard and low-friction surface layer, the object to be coated is first placed on 

35 the table provided in the vacuum vessel, and the inside of the vessel is evacuated to remove the remaining 
gas, to a vacuum of, for example, 1 x 10" 4 Torr or lower. 

Then, under continuous evacuation, heating gas such as hydrogen (H 2 ) is introduced and discharge is 
effected using, for example, direct current (dc), high frequency, or the like, so that the temperature of the 
object to be coated be elevated to a predetermined temperature by the plasma energy. Preferably, from the 

40 viewpoint of reducing unfavorable impurities such as chlorine (Cl) and to thereby obtain a surface coating 
having a favorable film quality not deteriorated by impurities, the object to be coated is subjected to high- 
temperature tempering, wherein the object is heated up to a limit just below the temperature at which the 
softening of the steel begins. 

Discharge is then effected in a specially prepared gas atmosphere for film deposition comprising a 

45 gaseous silicon compound and a gaseous carbon compound as the major components, so that an 
amorphous thin film coating may be deposited and grown on the surface of the object. The specially 
prepared gas for use in this process comprises an atmospheric gas and a reactive gas. The latter is the 
starting material for the film. Examples of the atmospheric gas include the commonly used gases such as 
hydrogen (Hg) and argon (Ar), and examples of the reactive gas include gases of silicon compounds, gases 

so of carbon compounds, and hydrogen. Examples of the gases of silicon compounds include those of silicon 
tetrachloride (SiCU), silicon tetrafluoride (SiF 4 ), trichlorosilicon (SiHCla), and tetramethylsilicon [TMS, Si- 
(CH3)*]. Examples of the gases of carbon compound include methane (CH4) and other hydrocarbon gases 

(CmHn). 

The composition of the specially prepared gas for film deposition is properly determined depending to 
55 the starting gas, deposition temperature, and other conditions, and the total flow rate of the gas is selected 
taking balance between the volume of the vacuum vessel and the amount of exhaust gas. A representative 
gas composition using SiCU as the gaseous silicon compound and CH* as the gaseous carbon compound 
is, by flow ratio taking the amount of SiCX* as a unit, from 5 to 50 of CH*. from 50 to 500 of H 2 . and from 
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30 to 300 of Ar. In cases wherein decomposition of the gaseous carbon compound is more accelerated by 
the incorporation of more reactive gaseous carbon compounds such as acetylene (C 2 H 2 ). or by the 
applicatin of a higher deposition temperature or plasma energy, the amount of the gaseous carbon 
compound relative to that of the gaseous silicon compound can be reduced. 

It is preferred in the process according to the present invention to control the pressure of the vacuum 
vessel in the range of from lO" 2 to 10 Torr. Particularly preferred in the dc discharge process is to control 
the pressure in the range of from 10"' to 10 Torr. and in the high frequency discharge process is preferred 
to control the pressure in the range of from 10"* to 10 Torr. If the pressure is selected from the range out of 
that aforementioned, the discharge becomes unstable and therefore not preferred. 

In the step for forming a hard and low-friction surface layer, a favorable process for forming a hard and 
lubricant thin film of amorphous carbon-hydrogen-silicon on the surface of the object comprises steps as 
follows • placing the object to be coated in the plasma reaction chamber; evacuating the remaining gas from 
the reaction chamber; introducing a heating gas inside the chamber while simultaneously heating the 
surface of the object to a predetermined temperature at which the vapor deposition is to be effected; and 
is uniformly depositing on the object and effecting growth thereon, a hard thin film of amorphous carbon- 
hydrogen-cilicon. by controlOng the inside atmosphere of the reaction chamber to realize a spec'^V 
prepared gas atmosphere and simultaneously ejecting a reactive gas mixture for film deposition from the 
gas-jet chamber to the reaction chamber and causing discharge therein; the reactive gas mixture compris- 
ing a gaseous silicon compound and a gaseous carbon compound in a ratio of flow rate of from 1 :5 to 1 :50. 



10 
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(EXAMPLES) 

The present invention is described in further detail referring to non-limiting examples. 
25 EXAMPLE 1 

On the surface of a high speed steel material was formed a thin film of amorphous carbon-hydrogen- 
silicon by plasma-assisted CVD. The resulting material was then subjected to performance evaluation tests. 
In Fig. 1 is given a schematic figure of the apparatus used for carrying out plasma-assisted CVD on the 

30 object material. ..... or> 

First, five disk specimens [13] of a high speed steel (JIS SKH 51. denoted specimen No. 1) each 20 
mm in outer diameter and 10 mm in thickness, were mounted on a table [12] provided at the^ center of a 
plasma reaction chamber [11] made of a stainless steel. The specimens were arranged in such a way that 
each were placed in a 60-mm distance from the center of the table [12]. Inside the support [14] of the table 

as [12] is installed a pipe (not shown in the figure) through which a cooling water is passed. 

Then after air-tight sealing the plasma reaction chamber [11], the inside thereof was evacuated through 
a gas exhaust pipe [15] connected to the vacuum pump, by operating a rotary pump (not shown in the 
figure) and an oil diffusion pump (not shown in the figure) provided to the vacuum pump, to thereby reduce 
the remaining gas pressure to 1 x 10"* Torr. The gas inlet is connected with a pipe [16] to gas bombs (not 

40 shown in the figure) via control valves (not shown in the figure). 

After reducing the inner pressure of the reaction chamber to 1 x 10~* Torr. hydrogen gas was 
introduced therein as the heating gas. and the pressure inside the reaction chamber [11] was controlled by 
simultaneous evacuation to maintain the pressure to 1 Torr. At this point was the dc discharge ignited to 
initiate ion-bombardment, by applying a dc voltage of about 500 to 600 V between a stainless steel made 

45 anode plate [17] installed inside the reaction chamber [11] and a cathode (the table) [12]. to thereby elevate 
the surface of the specimens to 550 *C. The dc power supply circuit in this process controls the 
temperature of the specimens to maintain a constant value. This circuit is composed of the anode [17] and 
the cathode [12]. which is power-controlled by the input from the two-color pyrometer (not shown in the 

fi9UI |nto the reaction chamber were then introduced gaseous silicon tetrachloride (SiCU). methane gas 
(CHO. hydrogen gas (H 2 ). and argon gas (Ar) at the flow rate of 3. 50. 1.000. and 700 mi/m.nute 
respectively, so as to realize therein a specially prepared atmosphere for thin film deposition 4 Torr in total 
pressure. Under such atmosphere was the chemical vapor deposition earned out by applying dc discharge 
for 1 hour while maintaining the specimen temperature to 550 C. ■ 

Upon completion of the chemical vapor deposition, the discharge was turned off. and the specimens 
after cooling under a reduced pressure (about 10" 3 Torr) were taken out from the reaction chamber [1 1 ] to 
find black colored layers formed on the surface thereof. , 

The black-colored layer of the specimens was then subjected to X-ray diffraction (XRO) for phase 



so 
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identification. No diffraction peaks other than those assigned to the initial specimen were observed in the X- 
ray pattern, and therefore the biack-coiored layer was identified to be an amorphous phase. EPMA yielded, 
with respect to the total composition exclusive of hydrogen, a carbon content of 77 % by atomic, with the 
rest being mainly silicon accompanied by a trace amount of chlorine and the like. Laser Raman 
spectroscopy gave results as shown in Fig. 2. In the figure, the curve marked with -1 " is the spectrum of 
the specimen used in the present Example. From Fig. 2 it can be seen that a diamond-like carbon is 
obtained, from the characteristic spectrum having a broad Raman band at around 1550 cm" 1 accompanied 
by a shoulder band at around 1400 cm" 1 . Accordingly, the carbon in the coating layer is identified to be 
mainly present as a diamond-like carbon. 

Then, the coaling layer was measured for thickness, hardness, and was further subjected to a friction- 
wear test. The layer thickness was obtained according to a method which comprises observing the cross 
section of the specimen under an optical microscope, and the surface hardness was measured using a 
micro- Vicker's hardness tester under a load of 10 gf. The friction-wear test was conducted according to a 
conventional ball-on-disk testing method, wherein a ball made of a JIS SUJ 2 quench-and-temper material 6 
mm in diameter having a hardness, Hv, of about 800 was slid against the test specimen at a sliding velocity 
of 0J2 m/s for 50 minutes, under a load of 640 gf. The results are given in Table 1. 

COMPARATIVE EXAMPLE 1 

A plasma-assisted CVD process was carried out in the same manner as in Example 1, except for using 
gaseous T1CI4 in the place of gaseous SiCU. A grey-colored surface layer was obtained on the specimens 
as a result. The grey-colored layer was subjected to phase identification by XRD, EPMA, X-ray photoelec- 
tron spectroscopy (XPS), and laser Raman spectroscopy. As a result, the colored layer was identified to be 
a mixture of a crystalline titanium carbide and an amorphous carbon containing, with respect to total 
composition exclusive of hydrogen, 80 % by atomic of carbon, with titanium mainly constituting the rest. 
The amorphous carbon phase was identified to be consisting mainly of a graphite-like carbon. In Rg. 2 is 
given the laser Raman spectrum of the specimen of the present comparative example, which is marked with 
•CI". In Fig. 2 there can be seen that the "C1" specimen yields a spectrum having broad bands appearing 
at around 1360 cm -1 and 1590 cm- 1 , which are characteristic of graphites low in crystallinity (i.e., a 
graphite-like carbon). Then, in the same manner as in Example 1, the coating layer was measured for 
thickness, hardness, and was further subjected to a friction-wear test The results are shown in Table 1. 



Table 1 Test Results of the Specimens No.l and CI 



Specimen 
No. 


Layer 
Thickness (nm) 


Hardness 
(Hv) 


Friction 
Coefficient 


Wear depth 


1 


2 


2500 


0.03 


0.2 | 




CI 


2 


500 


0.85* 


— ** 1 



Note: * Initially the value was about 0.2? but the surface 
layer wore out in several minutes. 

** Cohesion occurred on the counter material (SDJ 2 ball). 
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From Table 1 it can be seen that the specimen No. 1 according to the present invention has a 
hardnes" rfv of 2 5 Jo.Thich is well comparable to a commonly used hard materials such as carb,des and 

^•^TSet STltC^^n C1 obtained in Comparative Example 1 

Son properties are mostly determined by the bonding state, i.e.. the structure, of the carbon. 
EXAMPLE 2 

A olasma-assisted CVD process was carried out in the same manner as in Example 1. except for 
A plasma assistto ov p ml y min ute and that for the CH* gas to 80 ml/m.nute. A 

S^^^TXi on the specimens (denoted specimen No. 2, as a result T£ 
hSrS oS laver «as subjected to phase identification by XRD as in Example 1. to observe no otiw XRD 
3£^£^~5n«l to the initia, specimen, and therefore the black-colored iayer was ,dentrf«d 
to S an amorphous phase. EPMA gave, with respect to total composition exclusive of hydrogen^ 
L™«£Jto8D % by atomic of carbon, with silicon mainly constituting the rest accompanied by a trace 

wear test. The results are shown in Table 2. 
EXAMPLE 3 

A olasma-assisted CVD process was effected on a cold-processed die steel, to thereby deposit a thin 
fHm of P aXhour^Ln.hvd P rogen silicon on the surface thereof. The resulting coating .ayer was sub,ected 

t0 ^a^d^sed te dt stee. (JIS SKD 11; specimen No. 3) was used for tte specimen which was 
First, a coia-processea u « \_ Example 2, except for introducing 7 mt/minute of 

^InconTsiHcT, 6 ) ?S^£2S sKcSi SrTpound and foo ml/minute of acetylene <CH 2 > gas as 
JTSSSTcJSS compound Se controlling the deposition temperature to 500 C and taking the 
ZXZZE! JoT^. A black-colored surface coating .ayer was obtained on the specimen as a 

^The black-colored layer was subjected to phase identification by XRD, to observe no other XRD peaks 
nth Jman *ose Sned to the initial specimen, and therefore the black-colored layer was identified to be 
other than i ™ 5 ****®"** " ™ v T w im respect to total composition exclusive of hydrogen, approximately 
m r^SSTcS^ wTsiC maTnfy instituting the rest accompanied by a trace amount of 
.Lie and Z like The amorphous carbon phase was also identified by laser Raman spectroscopy to be 

are shown together in Table 2. 
COMPARATIVE EXAMPLES 2 TO 7 

a olasma-assisted CVD process was carried out in the same manner as in Example 2 except for 
^nniJnTe fl^ rate of the CH* gas to 30 and 40 ml/minute each in Comparative Example 2 and 3. 

9 ^2 <* 1Z specimens C2 and C3. A brown-colored surface layer was obtained on the specimen 
S P id a d V an< SZSZ sudSce Tayer on the specimen C3 as a result. The brown- and dark brown- 
colo^S laveTwere^ch subjected to phase identification by XRD. EPMA. and laser Raman spectroscopy to 
3252 ^ of fers containing amorphous silicon carbide as the mam 

cp3 ICS I oave an EPMA result, with respect to total composition exclusive of hydrogen, of 60 % 
S an?S i ? brlmicTcrrbonspectively. Each of the specimens was also identified by laser Raman 
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spectroscopy, and It was confirmed on specimen C3 that some diamond-like carbon was present. In Fig. 3 
are given the iaser Raman spectra of the specimens of the Comparative Examples 2 and 3, which are 
marked with n C2" and W C3", respectively. Then, in the same manner as in Example 1, the coating layer 
was measured for thickness, hardness, and was further subjected to a friction-wear test. The results are 
5 shown in Table 2. 

A plasma-assisted CVD process was carried out in the same manner as in Example 2, except for 
increasing the flow rate of the ChU gas to 150 ml/minute. A slightly blunt black-colored surface layer was 
obtained on the specimens (specimen C4) as a result The black-colored layer was subjected to perfor- 
mance evaluation tests as above, to obtain a composition with respect to total composition exclusive of 

10 hydrogen, of 92 % by atomic of carbon, with silicon mainly constituting the rest accompanied by a trace 
amount of chlorine and the like. The coating layer was also identified by laser Raman spectroscopy to 
confirm that it contained a graphite-like carbon. In Fig. 3 is given the laser Raman spectrum of the 
specimen of the present Example, which is marked with "C4". Then, in the same manner as above, the 
coating layer was measured for thickness, hardness, and subjected to a friction-wear test. The results are 

75 shown in Table 2. 

Further as Comparative Examples were prepared a diamond-like carbon coating by ion-plating 
(Comparative Example 5, specimen C5); a titanium nitride coating by plasma-assisted CVD (Comparative 
Example 6, specimen C6); and a non-treated specimen (Comparative Example 7, specimen C7). Then, in 
the same manner as above, the coating layer was measured for thickness, hardness, and subjected to a 
20 friction-wear test. The results are shown together in Table 2. 



Table 2 Test Results for the Specimens 



25 


Specimen 


jLayer 


Hardness^ 


Friction 


Wear depth 




No. 


Thickness (um) 


(Hv) 


Coefficient 


(um) 


30 


2 


2.5 


2300 


0.03 


0.2 




3 


3 


2000 


0.04 


0.3 


35 


C2 


2.5 


2300 


0.43 


2.0 


40 


C3 


3 


2200 


0.09 


0.4 


C4 


3 


1800 


0.12 


0.4 



45 





C5 


2 


5000 


0.15 


0.2 


so 


C6 


2 


2000 


0.58 


1.8 




C7 




800 


0.92 


_* 



55 



Note: * Cohesion occurred on the counter material (SUJ 2 ball). 
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From Table 2 it can be seen that the specimens 2 and 3 obtained in Examples 2 and 3 according to the 
present invention comprise hard thin film coatings having an Hv in the range of from 2,000 to 2.300, well 
comparable to those of the commonly used hard nitrides and carbides, while extremely low fnction 
coefficient in the range of from 0.03 to 0.04 is obtained with small wear depth, 
s In Comparative Example 2 (specimen C2) on the other hand, it can be seen that despite the hardness 
well comparable to those of specimens 2 and 3. the coating is mainly amorphous silicon carbide low in 
carbon content and comprises little diamond-like carbon component, and so exhibits high friction coefficient 
accompanied by increased wear depth. A friction coefficient of 0.43 is a relatively high value comparable to 
that of a sintered SiC ceramic. In Comparative Example 3 (specimen C3). the friction coefficient abruptly 
ro decreases from that of C2 with increasing amount of carbon content ascribed to formation of a d.amond-like 
carbon from the excess amount of carbon. In this specimen C3. however, the amount of excess carbon is 
still insufficient, and therefore the friction coefficient and the wear depth are still a little high and yield 0.09 
and 0 4 M m respectively. Further in Comparative Example 4 (specimen C4), although the carbon content 
with respect to total composition exclusive of hydrogen is as high as 92 % by atomic, they appear to be 
rs present as a graphite-like carbon phase as observed by laser Raman spectroscopy. However, there is a 
possibility that diamond-like carbon may be present in a small amount considering that the sensitivity 
(Raman scattering efficiency) of laser Raman spectroscopy on graphite is 60 times as large as that on 
diamond. The presence of a diamond-like carbon phase is expected from the results given in Table 2. since 
C4 yields a relatively high hardness and relatively fair friction properties, though not so excellent as those of 
,q the Examples. In Comparative Example 5 (specimen C5) yielding a diamond-like carbon coating, a high 
hardness Hv of 5.000 is obtained, however, the friction coefficient is also as high as 0.15 and the wear loss 
of the counter material was an order of magnitude higher than those of the specimens 2 and 3. The titanium 
carbide coating of Comparative Example 6 (specimen C6) gives a lower friction coefficient H compared with 
that of a non-treated specimen (C7) of Comparative Example 7. But this friction coefficient is about 15 times 
zs as high as those of specimens 2 and 3. Furthermore, the wear depth also yielded a high value 7 times as 
large as that of the aforementioned specimens 2 and 3. 

It can be seen from the results above that the surface coating layer obtained In Examples 2 and 3 
according to the present invention provide a considerably improved wear resistance as compared with that 
of the coating materials presently employed in the art. 
so Further comparing specimens 1 to 3 obtained in the Examples according to the present invention, it can 
be seen that the friction coefficients vary in the range of from 0.03 to 0.04. This variation within 30 % 
directly corresponds to the difference in frictional force. Accordingly, friction wear and damage in the sliding 
member is sensitive to the aforementioned difference in the friction coefficient so far as the same friction- 
wear mode is applied. More specifically, as clearly read from Tables 1 and 2. the wear depths vary from 
as one specimen to another and the wear loss of the counter material differs, in correspondence to the little 
difference in friction coefficient It is therefore preferred that an amorphous thin film coating having a lowest 
possible friction coefficient is used as the sliding member. From the foregoing discussion, it can be seen 
that the amorphous thin film coatings obtained in Examples 1 to 3 according to the present invention give a 
low friction coefficient in the range of from 0.03 to 0.04. and that are therefore far effective than C5 to C7. 
yielding friction coefficient in the range of from 0.15 to 052. still effective than C3 yielding a friction 
coefficient of 0.09. It should be noted therefore, that the amorphous thin films obtained in Examples 1 and 2 
with friction coefficient of 0.03 are particularly excellent in wear resistance. 

In Fig 4A are shown the friction coefficient of the specimens 1 to 3 obtained in Examples according to 
the present invention and of the specimens C2 to C5 obtained in Comparative Examples, versus the carbon 
content as expressed by % by atomic with respect to total composition exclusive of hydrogen content. 
Together in the figure are plotted values for the thin film coatings obtained in the same manner as in 
Example 1. except for varying the flow rates of gaseous silicon tetrachloride (SiCU). methane (CH*). 
hydrogen (Ha), and argon (Ar). The plotted values are given in terms of mean value obtained on 3 

specimens. „. . . , . , . 

60 In Fig. 4B are plotted, as a comparison to above, values of friction coefficient against carbon content of 
specimens obtained in thin film coatings of carbon-hydrogen-titanium. inclusive of that obtained in Com- 
parative Example 1. From Fig. 4B it can be read that a constant value of 0.2 is obtained as the friction 
coefficient over the carbon content range studied, and in contrast to the case of coatings containing silicon, 
no phenomenon of decreasing the value was observed. From those results, it can be seen that addition of 

ss silicon and the compositional control of the coating play the essential role in obtaining a coating of low 
friction coefficient 

In addition, similar examinations were conducted using another element having the same diamond 
structure as silicon. 1.e.. germanium, but again no improvement in the friction coefficient could be obtained. 



40 
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EXAMPLE 4 

A plasma-assisted CVD process was carried out in the same manner as in Example 1 . except for using 
TMS [Si(CH3)*] as the gaseous silicon compound. A black-colored surface layer was obtained on the 

5 specimens (specimen No. 4) as a result. The black-colored layer was subjected to performance evaluation 
tests as in Example 1, to obtain a composition with respect to total composition except hydrogen, of 83 % 
by atomic diamond-like carbon, accompanied by silicon but free from chlorine. The hydrogen content of the 
coated material was obtained by combustion method to give approximately 40 % by atomic of hydrogen. 
The coating layer was also identified by laser Raman spectroscopy, and the Raman spectrum thus obtained 

to is given in Fig. 5, which is marked with "4". Then, in the same manner as above, the coating layer was 
subjected to performance evaluation tests, which results are shown in Table 3. 

COMPARATIVE EXAMPLE 8 

75 An amorphous thin film prepared in the same manner as in Example 4 was heated at 600 " C for 1 hour 
under a vacuum of 1 x 10" 6 Torr, to thereby obtain a comparative thin film devoid of hydrogen (specimen 
C8). On this comparative specimen were conducted performance evaluation tests in the same manner as in 
Example 1 . In Fig. 5 is given the laser Raman spectrum of the sample, marked with "C8", and in Table 3 
are given results obtained in the performance evaluation tests. 

20 

Table 3 Test: Results of the Specimens No. 4 and C8 



| Specimen 


Layer 


Hardness 


Friction 


Wear depth 


No. 


Thickness (|im) 


(Hv) 


Coefficient 


(»uii) 


4 


2 


2400 


0.04 


0.3 


C8 


2 


2000 


0.11 


0.4 



From Fig. 5 it is clear that the carbon maintains a diamond-like carbon structure even after being 
heated, though is slightly altered by the release of hydrogen. But from Table 3 it can be seen that the 
friction coefficient is increased to a high 0.11 by loss of hydrogen. Wear depth also is increased. This 
signifies that a silicon-containing diamond-like carbon structure alone can not lower the friction coefficient to 
40 0.05 or lower, and that the hydrogen contained in the structure plays an important role in achieving a low 
friction coefficient. 

EXAMPLE 5 

45 On a high speed steel material were successively formed an iron carbon compound coating layer and a 
thin film surface layer of amorphous carbon-hydrogen-silicon, by plasma-assisted carburization and plasma- 
assisted CVD, respectively. The set up of the apparatus used for plasma-assisted CVD is shown in Fig. 1 . 

First, five disk specimens [13] of a high speed steel (JIS SKH 51. denoted specimen No. 5) each 20 
mm in outer diameter and 10 mm in thickness, were mounted on a table [12] provided at the center of a 
so plasma reaction chamber [11] made of a stainless steel. The specimens were arranged in such a way that 
each were placed in a 60-mm distance from the center of the table [12]. Inside the support [14] of the table 
[12] is installed a pipe (not shown in the figure) through which a cooling water is passed. 

Then, after air-tight sealing the plasma reaction chamber [11], the inside thereof was evacuated through 
a gas exhaust pipe [15] connected to the vacuum pump, by operating a rotary pump (not shown in the 
55 figure) and an oil diffusion pump (not shown in the figure) provided to the vacuum pump, to thereby reduce 
the remaining gas pressure to 1 x 10~* Torr. The gas inlet is connected with a pipe [16] to gas bombs (not 
shown in the figure) via control valves (not shown in the figure). 

After reducing the inner pressure of the reaction chamber to 1 x 10" 4 Torr, hydrogen gas was 
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introduced therein as the heating gas. and the pressure inside the reaction chamber [11] was controlled by 
sTuHaneous evacuation to maintain the pressure to 1 Torr. At this point was the dc discharge « ,gn.ted to 
simunaneou appiyjnq a dc voltage of about 500 to 600 V between a stainless steel made 

2S wSS ESSE-*- chamber [1 1 ] and a cathode (the table, [12], to thereby elevate 
mTsuSace of the specimens to 550 *C. The dc power supply circuit ,n this process >«M the 
temperature of the specimens to maintain a constant value. This circuit « composed of the anode [17] and 
the cathode [12]. which is power-controlled by the input from the two-color pyrometer (not shown ,n the 

fi9l "lnlo the reaction chamber were then introduced methane gas (CH») as the carburizing gasjogether 
with hydrogen gas (H 2 ) and argon gas (Ar) at the flow rate of 50. 750. and 500 ml/minute respechvely so 
L to reX therein a specify prepared atmosphere for thin film deposition 4 Torr ,n total pressure^ Under 
such atmosphere was the plasma-assisted carburization carried out by contmuously applying dc d,scharge 
for 6 hours while maintaining the specimen temperature to 550 C. 

Then while continuously applying the dc discharge. 3 ml/minute flow of s.l.con tetrachionde (S.CU) 
was^oduced provided that *e total pressure was maintained at 4 Torr. to thereby realize a speciaHy 
pr^pa^d atmosphere. Under such a controHed atmosphere, the dc discharge was continuously appl-ed 
white maintaining the temperature at 550 ' C. to effect the chemical vapor deposition. 

" Upon Smpfetion of L chemical vapor deposition, the discharge was turned ^^S^JZ 
after cooling under a reduced pressure (about 10-3 Torr) were taken out from the reaction chamber [11] to 
find black colored layers formed on the surface thereof. „ 

The? a cold-processed die steel (JIS SKD 11; denoted specimen No. 6) was used for the specimen 
which was subjected to the same plasma-assisted carburization and p.asma-ass.sted CVD as above except 
forTntroducing 5 ml/minute of trichlorosilicon (SiHCi s ) as the gaseous silicon compound and 40 m l/minute 
of acZeT (C 2 H 2 ) gas as the gaseous carbon compound, while controlling both the carbunzabon and 
t^ont^rl^s to 500 ' 2 and taking the deposition duration for 0.5 hours. A b.ack-co.ored surface 
eoatina laver was obtained on the specimen as a result t 

The blac^-colored layer of ^specimens was then subjected to X-ray diffraction p<RD) for phase 
identification. No diffraction peaks other than those assigned to the initial specimen were observe* I ,n the X- 
rav pattern and therefore the black-colored layer was identified to be an amorphous phase. EPMA yieWed. 
^ re^ct to the total composition exclusive of hydrogen, a carbon content of 79 % by atom.c (speamen 
5 Id 7?% by atomic (specimen 6). with the rest being mainly silicon accompanied by a trace amount of 
chlorine and Z like for bom specimens. Laser Raman spectra show that diamond-like carbon phases are 
ob^ned for bom spedmens. from the characteristic spectrum having a broad Raman band at around 550 
cm^ccempanied by a shoulder band at around 1400 cm-. Accordingly, the carbon in the coating . layer 
^identified to be mainly present as a diamond-like carbon. Furthermore, elemerrtal analysis of the 
Specimens was conducted along the depth direction using Auger Electron Spectroscopy (AES). to observe 
formation of an intertayer 0.2 „rn in thickness, composed of an iron-containing carbon compound 

Then the coating layer was measured for thickness, hardness, and was further subjected to a fncton- 
wear test" The layer thickness was obtained according to a method which comprises observing the cross 
Son ox the specimen under an optica, microscope, and the surface hardness was measured I using a 
ScTvlcker-s haVdness tester under a load of 10 gf. The friction-wear test was conducted accord>ng to a 
SnCtntiona. baH-on^isk testing method, wherein a ball made of a J.S SUJ 2 <t»° nc ^* m *%™"«** 
mmTn diameter having a hardness. Hv. of about 800 was slid against the test speamen at a sliding velocity 
of 0.2 m/s for 50 minutes, under a load of 840 gf. The results are given in Table 4. 

A plasma-assisted carburization process and a plasma-assisted CVD process were earned out in the 
same manner as in the Example above, except for changing the flow rate of the CH. gas to 20 mt/mmute 
to obtaTn specimens C9. A brown-colored surface layer was obtained as a result on the speamen C9. The 
Sowr^oloaTd layer was subjected to phase identification by XRD, then to EPMA. ^ laser Raman 
spectroscopy to confirm formation of a surface layer containing amorphous silicon carb.de as to main 
constituent which comprises, with respect to total composition exclus,ve of hydrogen of 55 % by atom* of 
carborT Then, in the same manner as above, the coating layer was measured for th.ckness. hardness, and 
was further subjected to a friction-wear test. The results are given in Table 4. 

Ser as Comparative Examples were prepared a diamond-like carbon coating by ion-plating 
(specimen C10); a titanium nitride coating by plasma-assisted CVD (specimen C11); and a non-treated 
specTen (specimen C12). Then, in the same manner as above, the coating layer was measured for 
thickness, hardness, and subjected to a friction-wear test The results are g.ven together .n Table 4. 
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Table 4 Test. Results for the Specimens 



5 


opec jjueii 






J! 1J.CU.OH 






No. 


Thickness (ixia) 


(Hv) 


Coefficient 




10 


5 


2 


2500 


0.O4 


3.1X10' 10 




6 


2.5 


2000 


0.05 


4 . 0x1 o- 10 


15 


C9 


2 


2500 


0.12 


9.5xl0- 10 




CIO 


3 


5000 


0.15 


1.6xl0- 9 


20 


Cll 


2 


2000 


0.58 


7 . 0x10"* 


4C 


C12 




800 


0.92 


l.SxlO" 7 



Note: * Wear loss of the counter material # in (nnaVkgf •mm) . 

30 From Table 4 it can be seen that the specimens 5 and 6 obtained in the Example according to the 
present invention comprise hard thin film coatings having an Hv in the range of from 2,000 to 2.500, well 
comparable to those of commonly used hard carbides and nitride. Moreover, extremely low friction 
coefficients in the range of from 0.04 to 0.05 are obtained on the specimens, yielding very small wear loss 
on the counter material. In the comparative specimen C9, on the other hand, it can be seen that despite the 

35 hardness well comparable to those of the specimens of the invention, the coating is low in carbon content 
and thereby the friction coefficient is increased, and causes much damage (wear loss) on the counter 
material. In comparative specimen C10 having a diamond-like carbon coating, a high hardness. Hv, of 5,000 
is obtained, however, the friction coefficient is also as high as 0.15 and the wear loss of the counter material 
is an order of magnitude higher than those of the specimens according to the present invention. The 

40 titanium carbide coating of comparative specimen C1 1 gives a lower friction coefficient and wear loss of the 
counter material as compared with those of a non-treated specimen (C12). But this friction coefficient is 
about 15 times as high as those of the specimens according to the present invention. Furthermore, the wear 
loss of the counter material is extremely high, as high as about 230 times those of the aforementioned 
specimens 5 and 6. 

45 It can be seen from the results above that the surface coating layer obtained in the examples according 
to the present invention provide a considerably improved wear resistance as compared with that of the 
coating materials presently employed in the art. 

EXAMPLE 6 

50 

The same plasma-assisted processes as in Example 5 to obtain specimen 5 were carried out, except 
for changing the conditions as given in Table 5. A black-colored surface layer was obtained on the 
specimens (denoted specimen No. 7 and 8) as a result. The black-colored layer was subjected to phase 
identification by XRD as in Example 5, to observe no other XRD peaks other than those assigned to the 
55 initial specimen, and therefore the black-colored layer was identified to be an amorphous phase. EPMA 
gave, with respect to total composition exclusive of hydrogen, 78 % by atomic of carbon for specimen 7 
and 72 % by atomic of carbon for specimen 8. The amorphous carbon phase was also identified by laser 
Raman spectroscopy to reveal that it is mainly composed of a diamond-like carbon. Then, in the same 
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manner as in Example 5, the coating layer was measured for thickness, hardness, and subjected to a 
friction-wear test. The results are given together in Table 6. 

For comparison, a plasma-assisted CVD process was carried out in the same manner as above, except 
for incorporating an interlayer of a metal-carbon compound layer. As a result, a specimen coated with a 
black-colored layer was obtained (specimen G13). This black-colored layer was subjected to phase 
identification by XRD, and was further subjected to EPMA and laser Raman spectroscopy, to confirm 
formation of a thin film coating of a hydrogen-containing thin film layer similar to those formed on 
specimens 7 and 8, which contains, with respect to total composition exclusive of hydrogen, 78 % by 
atomic of carbon. The layer thickness and surface hardness were measured in the same manner as above, 
and friction-wear test was conducted also in the same manner as above, except for changing the applied 
load to 4600 gf . The results are given together in Table 6. 
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Table 5 Process conditions 



Specimen 
No. 


Interlayer/ 
thickness (nm) 


SicJU flow 

rate 

(mi/min) 


CH« flow rate 
(mi/min) 


Duration 
(hours) 


7 


Fe-contg . C-cpd . 
0.2 


5 


80 


1 


8 


V-carbide 
1.0 


7 


100 


1 


C13 


none 


5 


80 


1 



Table 6 Test; Results for the Specimens 



Specimen 
Ho. 


Layer 
Thickness ( nm ) 


Hardness 
(Hv) 


Friction 
Coefficient 


Wear loss* 


7 


3 


2500 


0.04 


3.5xl0- l ° 


8 


4 


2300 


0.05 


3.7xl0" l ° 


C13: 


3 


2500 


0.85* 


1 ..OxlO" 7 



Note: * Initial value was 0.04, but peeled off several minutes 
after the beginning of the test. 

* Wear loss of the counter material, in (mmVkgf •mm) . 

From Table 6 it can be seen that the specimens 7 and 8 according to the present invention comprise 
hard thin film coatings having an Hv in the range of from 2.300 to 2,500, well comparable to those of 
commonly used hard carbides and nitrides. Moreover, extremely low friction coefficients in the range of 
from 0.04 to 0.05 are obtained on the specimens, yielding very small wear loss on the counter material. In 
the comparative specimen C13, on the other hand, it can be seen that the coating layer suffer low adhesion 
strength not capable to withstand the friction applied under high load, and therefore resulting in falling off 
from the base after short time. Thus, the low initial friction coefficient of this specimen well comparable to 
those of specimens 7 and 8, abruptly increased with the generation of the spalling of the coating layer and 
as a result caused much wear loss on the counter material . 

While the invention has been described in detail and with reference to specific embodiments thereof, it 
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will be apparent to one skilled in the art that various changes and modifications can be made therein without 
departing from the spirit thereof. 

Claims 

1 A hard and lubricant thin film of amorphous carbon-hydrogen-silicon, which comprises cartoon ^and 
toZLTas major components, the balance mainly comprising a silicon-based matenal. wherem the 
ooS of said iydrogen is from 30 to 50 % by atomic and the content of ^^" ^ 7 
atomic or more with respect to the total composition except said hydrogen, and the th.n film contams 
diamond-like carbon. 

2. The hard thin film according to Claim 1. wherein said thin film comprises from 75 to 90 % by atomic of 
carbon with respect to the total composition except said hydrogen. 

3. The hard thin film according to Claim 1 or 2. wherein said diamond-like carbon is a substance yielding 
r^ad bTnd at around 1550 cm- and a shoulder band at around 1400 cm- when detected by laser 
Raman spectroscopy. 

4. The hard thin film according to any of Claims 1 to 3. wherein said thin film is from 0.5 ,m to 10 „m in 
thickness. 

6. A process for producing a hard and lubricant thin film of amorphous carbon-hydrogen-silicon, which 
comprises: 

placing an object to be coated in a plasma reaction chamber 

evacuating a remaining gas from the reaction chamber: _ . roate d 

fmroducing a heating gas into the reaction chamber and heating the surface of the object to be coated 
to a predetermined temperature at which vapor deposition is to be e «^;« nd g b 

uniformly forming a thin film of amorphous carbon-hydrogen-siUcon on toe object to be coated by 
™froZq toe atoiosphere of the reaction chamber to a gas atmosphere for depos.t.on. ejecting to the 
Z^TlZTs ^e gas mixture comprising a gaseo us silicon impound and a gaseous 
iroon compound in a ratio of flow rate of from 1:5 to 1:50. and causing d.scharge therem. 

6. An iron-based metallic material having on the surface thereof a hard and low-friction layer, which 
comprises: 

a substrate of iron or an iron alloy material: 

a metal-carbon compound layer formed on the surface of the substrate: and 

a held S 1 oTa^orphous carbon-hydrogen-si.icon formed on the metal-carbon compound ayer 
toiri film comprising from 30 to 50 % by atomic of hydrogen, and the rest compnsing 70 % by 
So^or Ir^Sn a^d toe balance mainly comprising a silicon-based material, and contains 
diamond-like carbon. 

7 The iron-based matallic material according to Claim 6. wherein said metal-cartoon compound centals 
? .eSt on? metal selected from the group consisting of iron (Fe) vanadium (V). titanium (Ti). 
chromium (Cr). niobium (Nb). tungsten (W). molybdenum (Mo), and tantalum (Ta). 

8. The iron-based metallic material according to Claim 6 or 7. wherein said metal-cartoon compound layer 

is from 0.1 ?m to 10 *m in thickness, 
g A process for producing an iron-based metallic material having on the surface thereof a hard and low 

Z^ToZm^Tn iron materia, or an iron alloy material with a meta^artoon compound 

Eng^y applying discharge to a specially prepared gas atomosphere .comprising a mixture of a 
gaseous silicon compound and a gaseous carbon compound, by p.asma-ass.stedCyD. 
Lreby forming a hard and lubricant thin film of amorphous cartoon-hydrogen-s.hcon. 

10 The orocess accordinq to Claim 9. wherein said metal-containing carbon compound layer is an iron- 
caln^r^ by low-temperature plasma process in an atmosphere contammg a 
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gaseous carbon compound. 
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